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© Working fluid containing propane. 

© A working fluid comprising at least three kinds of hydrocarbons, i.e. propane, one member selected from 
fluorinated hydrocarbon having a boiling point under the atmospheric pressure of not more than -40'C and one 
member selected from fluorinated hydrocarbons having a boiling point under the atmospheric pressure of 
-30°C to -10 - C has very small influences on the ozone layer in the stratosphere, decreased flammability and 
substantially the same vapor pressure as chlorodifluoromethane and is suitable as a substitute working fluid for 
chlorodifluoromethane. 
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BACKGROUND OF THE INVENTION * " ~~ 

1) Held of the Invention 

5 The present Invention relates to a working fluid which is used in heat -pumps of air conditioners, 
refrigerators, and the like. 

2) Description of the Related Art 

io Heretofore, halogenated hydrocarbons derived from methane or ethane called fluorinated halocarbons 
(hereinafter referred to as ROO or ROOO) have been known as working fluids for heat pumps of air 
conditioners, refrigerators and the like, where their utilization temperatures range from about 0* to about 
50 'G in terms of condensation temperature and/or evaporation temperature. Above them, 
chlorodifluoromethane (CHCIF 2 ; R22; boiling point: -40.8*C) is widely used as a working fluid for home air 

15 conditioners, air conditions for buildings, large scale refrigerators, etc. 

Recently, depletion of the ozone layer in the stratosphere with the fluorinated halocarbon is seriously 
discussed as one of global environmental problems, and amounts to be used and produced of some fully 
halogenated chlorofluorocarbons (CFCs) which have a high ozone depletion potential are limited by the 
Montreal Protocol. In future, their use and production will be banned. 

20 R22 has an ozone depletion potential (hereinafter referred to as "ODP") as much small as 0.05 when 
ODP of trichlorofluoromethane (CCI 3 F,R11) is defined to be 1 (one). Though R22 is not a CFC, its 
production and use are expected to increase and it is expected that R22 will have significant influences on 
the human living in future, since the refrigerators and air conditioners have been now widely used. 
Therefore, it is highly desired to quickly develop a working fluid which has a small ODP and can be used as 

25 a substitute for R22 having a small ODP. 

SUMMARY OF THE INVENTION 

An object of the present invention is to provide a working fluid comprising three kinds of hydrocarbons 

30 having a much less influence on the ozone layer in the stratosphere as a substitute for R22 in view of the 
above - mentioned problems. 

U.S. Patent No. 4,810,403 to Vivens et al discloses a similar attempt as a substitute for dichloro- 
difluoromethane (CCI 2 F 2 , R12, boiling point of -29.8*C) where a working fluid comprising three kinds of 
fluorinated halocarbons. i.e. a first component having a boiling point at atmospheric pressure in the range of 

35 -50*C to -30"C, a second component having a boiling point at atmospheric pressure in the range of 
-30*C to -5 'C and a third component having a boiling point at atmospheric pressure in the range of 
-5'C to 30 *C, which has substantially the same vapor pressure as R12, is proposed. One example of the 
disclosed working fluid is a mixture of R22, R152a and R114. 

On the other hand, the present invention proposes a substitute for chlorodifluoromethane (CHCIF 2 , R22 

40 boiling point of -40.8'C) and is distinguished from the US Patent not only in the object, but also in the 
composition of working fluid. 

According to the present invention, there is provided a working fluid, which comprises three kinds of 
hydrocarbons, i.e. trifluoromethane (CHF 3 ) or pentafluoroethane (C 2 HF 5 ) having a boiling point under the 
atmospheric pressure of not more than -40* C as a first component, propane (C 3 H 8 ) having a boiling point 

45 under the atmospheric pressure of not more than -40*C as a second component, and tetrafluoroethane 
(C2H2FO or chlorotetrafluoroethane (C^HCIF*) having a boiling point under the atmospheric pressure of 
-30*C to -10* C as a third component. That is, the present invention provides different specific 
combinations from those of the US Patent and specifies a composition range capable of giving a 
substantially equivalent vapor pressure to that of R22. In other words, the US patent provides a working 

so fluid comprising three kinds of fluorinated halocarbons, i.e. a first component having a lower boiling point 
than that of R22 and second and third components having higher boiling points than that of R22 when 
observed from the viewpoint of R22, and is silent of the composition range capable of giving a substantially 
equivalent vapor pressure to that of R22 and excludes propane as the essential component of the present 
invention, whereas the present invention proposes a working fluid comprising three kinds of hydrocarbons, 

55 i.e. a fluorinated halocarbon having a lower boiling point under the atmospheric pressure than that of R22 as 
a first component, propane having a lower boiling point under the atmospheric pressure than that of R22 as 
a second component, and a fluorinated halocarbon having a higher boiling point under the atmosph ric 
pressure than that of R22 as a third component. Besides the difference in combinations, the present 
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invention specifies a composition range capable of giving a substantially equivalent vapor pressure to" that 
of R22. 

DETAILED DESCRIPTION OF THE INVENTION 

5 

The object of the present invention can be attained by a working fluid which comprises at least three 
kinds of hydrocarbons, i.e. propane, one member selected from methane and ethane derivatives, each- 
consisting of carbon atom(s), hydrogen atom(s) and fluorine atom(s) in the molecular structure and having a 
boiling point under the atmospheric pressure of not more than -40'C, and one member selected from the 

10 ethane derivatives having a boiling point of not less than -30°C and containing carbon atoms, hydrogen 
atom(s) and fluorine atom(s) in the molecular structure. 

Propane (boiling point: -42'C, C 3 H 8 , ODP = 0.0) is a low cost hydrocarbon consisting only of carbon 
atoms and hydrogen atoms in the molecular structure and has substantially no ODP and having a lower but 
similar boiling point than that of R22 (boiling point: -40.8'C). Furthermore, it is known that propane is 

is flammable, but can be made fairly non-flammable by adjusting the composition range of a mixture to 
about 0% by weight (for example, 0.1% by weight) to about 10% by weight, and substantially non- 
flammable by adjusting it to about 0% by weight (for example, 0.1% by weight) to about 6% by weight. 

Furthermore, the first component selected from methane and ethane derivatives consisting only of 
carbon atom(s), hydrogen atom (s) and fluorine atom(s) is a fluorinated haldcarbon containing no chlorine 

20 atoms in the molecular structure, and thus has no substantial ODP. The third component selected from 
. ethane derivatives containing carbon atoms, hydrogen atom(s) and fluorine atom(s) is a fluorinated 
halocarbon containing hydrogen atom(s) in the molecular structure and has a very low ODP. 

Particularly, the first component having a boiling point under the atmospheric pressure of not more than 
-40"C and the third component having a boiling point under the atmospheric pressure of not less than 

25 -30'C, when mixed with propane, can provide mixtures having a boiling point equivalent to that of 
chlorodifluoromethane (R22). 

Desirable first component having a boiling point under the atmospheric pressure of not more than 
-40°C is one member selected from non-flammable trifluoromethane (CHF 3 , ODP = 0) and pen- 
tafiuoroethane (C2HF3, ODP = 0), and desirable third component-having a boiling point under the at- 

30 mospheric pressure of not less than -30'c is one member, selected from non-flammable 
tetrafluoroethane (C 2 H 2 CIF*, ODP = 0.02), and chlorotetrafluoroethane (CaHCIFa; ODP = 0.02) which have 
boiling points of not more than - 10' C and can readily form a near - azeotropic composition. 

The present working fluid is a mixture based on the above-mentioned combination, i.e. a combination 
of at least three kinds of hydrocarbons, i.e. propane which is a hydrocarbon consisting only of carbon atoms 

35 and hydrogen atoms in the molecular structure and having no substantial ODP (ODP = 0.0), one member 
selected from methane derivatives (ODP = 0) and ethane derivatives (ODP = 0) having boiling points under 
the atmospheric pressure of not more than -40*0 and containing no chlorine atoms in the molecular 
structure, and one member selected from ethane derivatives having a boiling point under the atmospheric 
pressure of -30° C to -10° C containing hydrogen atom(s) in the molecular structure and having a very 

40 small ODP, where an influence on the ozone layer in the stratsphere can be much less than R22 or can be 
substantially zero. 

Particularly, propane is flammable, but the first component of trifluoromethane or pentafluoroethane and 
the third component of tetrafluoroethane or chlorotetrafluoroethane are non-flammable. Thus, the flam- 
mability of a mixture can be reduced by limiting the composition range of propane and by mixing propane 
45 with the first and third components. It is the first time to specify the composition range serving as a 
substitute for R22, as in the present invention. 

In a specific composition range, the working fluid of the present invention has substantially the same 
vapor pressure as R22 in a utilization temperature range between about 0*C to about 50 *C for heat 
pumps in air conditioners, refrigerators, etc. and is suitable as a working fluid which can be used in 
so presently used apparatuses as a substitute for R22. 

The working fluid of the present invention is expected to have very smalt ODP particularly in the 
above-mentioned combination and specific composition range and very promising as a substitute for R22 

In addition, since th working fluid of the present invention is a non - azeotropic mixture, which 
comprises at least three component having similar boiling points of not more than -10'C and thus can 
55 readily form a near - azeotropic composition, and has a temperature gradient in the condensing and 
evaporating processes. Even in apparatuses based on an air source, a Lorens cycle in which a temperature 
difference from a heat source is decreased can be made, and thus the working fluid of the present invention 
is expected to hav a higher coefficient of performance (COP). Furthermore, propane is available at a low 



3 



EP 0 539 952 A1 



cost, and thus the cost of a mixture can be reduced and a oil - solubility of the working fluid components 

can be improved to incr ase the heat transfer p rformance. 

Fluorinated halocarbons having a ozone depletion potential tend to have a larger global warming 

potential (hereinafter referred to as "GWP") as their ODP increases. Since the working fluid of the present 
5 invention comprises at least three kinds of only hydrocarbons having no substantial ODP or a very small 

ODP, its GWP may be substantially the same as or smaller than that of R22. Therefore, the working fluid of 

the present invention may have smaller influence on the global warming. Particularly, propane has a zero 

ODP and GWP of propane is regarded as substantially zero, as compared with fluorinated halocarbons. 

Chlorotetrafluoroethane as one member of the third component is reported to have a GWP, which is about 
10 one - third of that of R22. From this point of view, the working fluid of the present invention is useful. 

BRIEF DESCRIPTION OF THE DRAWINGS 

Figs. 1 to 8 each show a phase equilibrium diagram of a working fluid based on a mixture of three kinds 
75 of hydrocarbons at specific temperatures and specific pressures in a triangular coordinate, where numeral 1 
is phase equilibrium lines (corresponding to R22 at 0°C), and 2 is phase, equilibrium lines (corresponding to 
R22 at 50 * C). 



'20 



PREFERRED EMBODIMENTS OF THE INVENTION 



The present invention will be described in detail below, referring to embodiments of working fluids 
according to the present invention^ 

Fig. 1 shows a ternary composition diagram indicating equilibrium states of a mixture consisting of three 
kinds of hydrocarbons, i.e. trifluoromethane (R23), propane (R290) and 1,1,1,2-tetrafluoroethane (R134a) at 
25 specific temperatures under specific pressure in a triangular coordinate. 

In the triangular coordinate, in the counter-clockwise direction from the top vertex, single compounds 
are assigned on the vertexes from a compound having the lowest boiling point to one having the highest 
boiling pint. A composition (weight ratio) of the three compounds at one point on the triangular coordinate is 
expressed by a ratio of distances between said point and the opposite sides; The distance -between- said - 
so point and the opposite side corresponds to a proportion of the compound which is assigned to the vertex 
which faces said side. 

In Fig. 1, the lines 1 are phase equilibrium lines of the mixture at 0 # C under pressure of 4.044 
kg/cm 2 G. These temperature and pressure correspond to a saturated state of R22. The upper one of the 
phase equilibrium lines 1 (corresponding to R22 at O'C) is a saturated vapor line, and the lower one is a 
35 saturated liquid line.. In the area between these two lines, the mixture is in the phase equilibrium state. The 
lines 2 are phase equilibrium lines of the mixture at 50 *C under pressure of 18.782 kg/cm 2 G. These 
temperature and pressure correspond to a saturated state of R22. 

If R23 alone is used, it exceeds the critical temperature at 50 *C. However, the mixture has the 
saturated state so that it can be used in heat pumps of air conditioners, refrigerators, etc. which have the 
40 utilization temperature range between about 0 ° C and about 50 * C. 

As obvious from Fig. 1, when the composition range of R290 is limited to about 0 to about 10% by 
weight, the mixture comprising about 5 to about 35% by weight of R23, about 0 to about 10% by weight of 
R290 and about 60 to about 95% by weight of R134a is preferred, since it has substantially the same vapor 
pressure as R22 in the utilization temperature range between about 0° C and about 50° C and is fairly non - 
45 flammable. Further, when the mixing range of R290 is limited to about 0 to about 6% by weight, the mixture 
comprising about 10 to about 25% by weight of R23, about 0 to about 65% by weight of R290 and about 
70 to about 90% by weight of R134a is more preferred, since it has substantially the same vapor pressure 
as R22 at all the utilizing temperatures between 0*C and 50 # C and is substantially non-flammable. 
The compositions of the working fluids at the points A, to Fi in Fig. 1 are shown in Table 1 

so 
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Table 1 



Point 


At 


Bt 


Ci 


D, 


Ei 


Fi 


R23 (wt. %) 


24.0 


23.9 


23.5 


9.3 


9.3 


9.4 


R290 (wt %) 


3.5 


5.3 


9.1 


5.5 


4.3 


3.5 


R134a (wt. %) 


72.5 


70.8 


67.4 


85.2 


86.4 


87.1 



70 



15 



20 



25 



30 



35 



40 



The points A it Bi and C t are on the saturated vapor line of the phase equilibrium lines 2 
(corresponding to R22 at 50* C), and the points, d , E, and Fi are on the saturated liquid line of the phase 
equilibrium lines 2. Further, all of them are in the area between the saturated vapor line and the saturated 
liquid line of the phase equilibrium lines 1 (corresponding to R22 to 0°C). Therefore, the mixture is in the 
phase equilibrium state at 0*C under pressure of 4.044 kg/cm 2 G which correspond to the saturated state of 
R22. 

Thus, the working fluid having the composition in Table 1 is in the saturated state or the phase 
equilibrium state under the saturated vapor pressure condition of R22 at 0*'C and 50 *C, so that, in the 
utilization temperature range between about 0* and about 50 *C. the working fluid has substantially the 
same condensation and evaporation temperatures as R22 when operated under the saturated vapor 
pressure of R22 at said temperatures. 

In the above, the mixtures having the compositions on the phase equilibrium lines 2 (corresponding to 
R22 at 50 *C) have been explained. In addition, when working fluids having compositions in the krea inside 
the points A, to Fi", i.e. those having compositions which realize the phase equilibrium states at 0 ° C under 
pressure of 4,044 kg/cm 2 G and at 50° C under pressure of 18.782 kg/cm 2 G {both corresponding to the 
saturated state of R22) are operated in the similar way to the above,' condensation and evaporation 
temperatures which are substantially the same as those of R22 can be obtained in the utilization 
temperature range between about 0 ' C and about 50 9 C. 

Fig. 2 shows a ternary composition diagram indicating equilibrium states of a mixture consisting of three 
kinds of hydrocarbons, i.e. R23, R290 and 1,1,2,2-tetrafluoroetha"ne (R134a) at specific temperatures under" 
specific pressure in a triangular coordinate. In Fig. 2, the lines 1 are phase equilibrium lines of the mixture 
at 0 - C under pressure of 4.044 kg/cm 2 G, and the lines 2 are phase equilibrium lines of the mixture at 50* C 
under pressure of 1 8.782 kg/cm 2 G. 

In that case, when the composition range of R290 is limited to about 0 to about 10% by weight, the 
mixture comprising about 10 to about 50% by weight of R23, about 0 to about about 10% by weight of 
R290 and about 45 to about 90% by weight of R134 is preferred, since it has substantially the same vapor 
pressure as R22 and is fairly non -flammabie. Further, when the composition range of R290 is limited to 
about 0 to about 6% by weight, the mixture- comprising about 15 to about 40% by weight of R23, about 0 to 
about 6% by weight of R290 and about 55 to about 85% by weight of R134 is more preferred. 

The compositions of the working fluids at the points to F 2 in Fig. 2 are shown in Table 2. 



Table 2 



Point 


Aa 


B 2 


C2 


D 2 


E 2 


F 2 


R23 (wt. %) 


40.8 


40.4 


39.3 


14.7 


15.0 


15.1 


R290 (wt. %) 


0.3 


1.9 


5.6 


5.5 


1.9 


0.3 


R134(wt. %) 


58.9 


57.7 


55.1 


79.8 


83.1 


84.6 



The points A 2 , B 2 and O2 are on the saturated vapor line of the phase equilibrium lines 2 
(corresponding to R22 at 50* C), and the points D 2 , E 2 and F 2 are on the saturated liquid line of the phase 
equilibrium lines 2 (corresponding is R22 at 50 *C). Further, all of them are in the area between the 
saturated vapor line and the saturated liquid line of the phase equilibrium lines 1 (corresponding to R22 at 
55 0'C). Therefore, the mixture is in the phase equilibrium state at 0°C under pressure of 4.044 kg/cm 2 G 
(corresponding to the saturated state of R22). 

Thus, the working fluid having the composition in Table 2 is in the saturated state or the phase 
equilibrium state under the saturated vapor pressure condition of R22 at 0 # C and 50 *C, so that, in the 
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utilization temperature range between about O'C and about SO'C.lhe working fluid has substantially the 
same condensation and vaporation temperatures as R22 when operated under the saturated va D or 
pressure of R22 at said temperatures. 

In the above, the mixtures having the compositions on the phase equilibrium lines 2 (corresponding to 
5 R22 at 50 *C) have been explained. In addition, when working fluids having compositions in the area inside 
the points. Aa to F 2 , i.e. those having compositions which realize the phase equilibrium states at O'C under 
pressure of 4.044. kg/cm*G and at 50'C under pressure of 18.782 kg/cm*G (both corresponding to the 
saturated state of R22) are operated in the similar way to the above, condensation and evaporation 
temperatures which are substantially the same as those of R22 can be obtained in the utilization 
w temperature range between about 0 * C and about 50 * C. 

From Figs. 1 and 2, it is understood that the mixture comprising about 5 to about 50% by weight 
trifluoromethane, about 0 to about 10% by weight of propane and about 45 to about 95% by weight of 
tetrafluoroethane is preferred, since it has substantially the same vapor pressure as R22 in the utilization 
temperature range between about 0*C and about 50 'C and is fairly non-flammable. Further, the mixture 
15 compnsing about 10 to about 40% by weight of trifluoromethane, about 0 to about 6% by weight of propane 
and about 45 to about 95% by weight of tetrafluoroethane is more preferred, since it has substantially the 
same vapor pressure as R22 at all the utilizing temperatures between 0*C and 50* C and is substantially 
non-flammable. ' 

Since nonflammable trifluoromethane and tetrafluoroethane are selected as fluorinated halocarbons 

20 having substantially no GDP, flammability of propane which is selected as a hydrocarbon having substan - 
tially no ODP can be suppressed. . 

Fig. 3 shows a ternary composition diagram indicating equilibrium states of a mixture consisting of three 

: i^o 3 . ?' nydrocarbons ' ie..pentafluoroethane (R125). propane (R290)..and 1,1, 1,2 -tetrafluoroethane 
(R1 34a) at specific temperatures under specific pressure in a triangular coordinate. 

25 In Fig. 3, the lines 1 are phase equilibrium lines of the mixture at O'C under pressure of 4044 
kg/cm 2 G. These temperature and pressure correspond to a saturated state of R22. The upper one of the 
phase equilibrium lines 1 (corresponding to R22 at O'C) is a saturated vapor line, and the lower one is a 
saturated liquid line. In the area between these two lines, the mixture is in the phase equilibrium state The 
lines 2 -are -phase equilibrium lines of the mixture at 50-G-tinder-pressure of 18;782 kg/em 2 G These 

so temperature and pressure correspond to a saturated state of R22. 

As obvious from Fig. 3. when the composition range of R290 is limited to about 0 to about 10% by 
weight, the mixture comprising about 55 to about 75% by weight of R125, about 0 to about 10% by weight 
of R290 and about 25 to about 45% by weight of R134a is preferred, since it has substantially the same 
vapor pressure as R22 in the utilization temperature range between about 0' C and about 50* C and is fairly 

35 non-flammable. Further, when the mixing range of R290 is limited to about 0 to about 6% by weight the 
mixture comprising about 55 to about 65% by weight of R125, about 0 to about 6% by weight of R29o'and 
about 30 to about 45% by weight of R134a is more preferred, since it has substantially the same vapor 
pressure as R22 at all the utilizing temperatures between O'C and 50* C and is substantially non- 
flammable. . 

40 The compositions of the working fluids at the points A, to F, in Fig. 3 are shown in Table 3. 



Table 3 



Point . 


Ai 


Bi 


Ci 


Dt 


Ei 


Ft 


R125 (wt. %) 


65.6 


65.3 


64.6 


56.4 


56.6 


56.8 


R290 (wt. %) 


2.1 


3.2 


6.0 


4.6 


3.5 


2.2 


R134a(wt. %) 


32.4 


31.5 


29.4 


39.0 


39.9 


41.0 



The points A,, B, and C, are on the saturated vapor line of the phase equilibrium lines 2 
(corresponding to R22 at 50 'Q, and the points. D,, E, and F, are on th saturated liquid line of the phase 
equihbnum lines 2. Further, all of them are in the area between the saturated vapor line and the saturated 
liquid line of the phase equilibrium lines 1 (corresponding to R22 to O'C). Therefore, the mixture is in the 
phase equilibrium state at O'C under pressure of 4.044 kg/cm 2 G which correspond to the saturated state of 
R22. 

Thus, the working fluid having the composition in Table 1 is in the saturated state or the phase 
equilibrium state under the saturated vapor pressure condition of R22 at O'C and 50 'C, so that, in the 
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70 



75 



2Sf II mP T tUrS T 9e between about O'C and about 50'C. the working fluid h^iin^iiy^e 

ZZXttJ?JZSS2 19 ~* 38 022 operated under *° — d v ^ 

HnJS I H° WS k t6rnary C ° mposition dia 9 ram indicati "9 equilibrium states of a mixture consisting of three 
kinds of hydrocarbons. ,.e. R125, R290 and 1.1.2,2-tetrafluoroethane (R134) at specific temperatures under 
specific pressure in a triangular coordinate. In Fig. 4, the lines 1 are phase equilibrium S oT S mS 

^ C £Z^£g^ ^ - 2 « *- ~ - * - -™ C 
In that case when the composition range of R290 is limited to about 0 to about 10% by weight the 

SSI^ZT!! t h ^tfr 65 °t by Wel9ht ° f R125 ' ab0ut 0 t0 about about 10* * we gh t of 
R290 and about 15 to about 35% by weight of R134 is preferred, since it has substantially the same vapor 

pressure as R22 and ,s fairly non-flammable. Further, when the composition range of R290 is limited Z 

* ? V°J b u UX 6/ ° by Wel9ht ' th9 mlXtUfe COmprisin 9 about 70 t0 abo * 80% by weight of R 25 a£ut 0 
to about 6% by we.ght of R290 and about 15 to about 30% by weight of R134 is more preferred 
The compositions of the working fluids at the points A, to F 2 in Fig. 4 are shown in Table 4. ' 

Table 4 



20 



25 



30 



35 



40 



45 



50 



55 



Point 


A2 


B 2 


C 2 


D 2 


E 2 


F 2 


R125(wt. %) 


79.3 


78.5 


78.0 


68.0 


68.6 


.69.2 


R290 (wt. %) 


2.4 


3.8 


4.8 


5.3 


4.1 


2.6 


R134(wt. %) 


18.3 


17.7 


17.2 


26.7 


27.3 


28.2 



The points A,, B 2 and C2 are on the saturated vapor line of the phase equilibrium lines 2 
(corresponding to R22 at 50 • C). and the points O,, E 2 and F 2 are on the saturated lqStaT*.Xl 
equ.hbr.um l.nes 2 (corresponding is R22 at 50 'C). Further, all of them are in the area between the 
saturated vapor line and the saturated liquid line of the phase equilibrium lines 1 (corresponding to S 2 at 
0 C). Therefore, the m,xture is in the phase equilibrium state at 0'C under pressure of 4 044 kg/cm4 
(corresponding to the saturated state of R22). 9 

Thus, the working fluid having the composition in Table 4 is in the saturated state or the phase 
equ.hbr.um state under the saturated vapor pressure condition of R22 at 0'C and 50>C so that Tn the 

^T^T:£Z,Z n9e bet T n ab0lrt °' c and about 50 ' c - the workin 9 fluid has K 

ZtrSS?? h ? evaporatlc,n ^mperatures as R22 when operated -under the saturated vapor 
pressure of R22 at said temperatures. • H 

H22T^cZV«lJ?? Ure f ^T? tha com P° sitions °" *e phase equilibrium lines 2 (corresponding to 

the oointe r«Th add ' t,0n ' Wh6n W ° rking f ' UidS havi "9 c ™P<*'«ons in the area inside 

tne points Az to F 2 . i.e. those having compos.t.ons which realize the phase equilibrium states at 0'C und«r 

sTatSlte^f k C 2G ^ 3t 5 h°' C PreSSUre ° f 18782 ^ ('oTcorspolg tote 

State h ° f h R22) ar ^ oP^ated in the similar way to the above, condensation and evaporation 
empe a ures wh.ch are substantially the same as those of R22 can be obtained in the uLation 
temperature range between about 0' C and about 50 * C. 

™ R ?u' 3 4> * iS underst00d that the ™«™ comprising about 55 to about 80% by weiqht 

pentafluoroethane about 0 to about 10% by weight of propane and about 15 to about 45% by wetah t o 
tetrafluoroethane is preferred, since it has substantially the same vapor pressure as R22 in the uSSon 
tempera ture range between about o«C and about 50'C and is fairly non-flammable. Furthe i !* 
composing about 55 to about 80% by weight of pentafluoroethane. about 0 to about 6% by weTgTS 
propane and about 15 to about 45% by weight of tetrafluoroethane is more preferred sLe ft has 
subtly the same vapor pressure as R22 at all the utilizing temperatures be twee 0'C 5.5 5 • C and 
is substantially non -flammable. and 

Since non-flammable pentafluoroethane and tetrafluoroethane are selected as fluorinated halocarbons 
^O^eZZ^* 01 Pr0Pan9 WWCh ,S SeleCt6d 38 3 Mr0Carb0n ^ - 

tetrafluoroethane (R124) at specific temperatures under specific pressureTalngu'ar coorSe " 
The composit.ons of the working fluids at the points A, to F 2 in Rg. 5 are shown in Table 5. 
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Table 5 



10 



15 



20 



25 



30 



35 



40 



45 



50 



Point 


At 


Bi 


Ci 


I Di 


Ei 


Fi 


R23 (wt. %) 


42.6 


41 .7 


39.7 


13.4 


13.8 


13.9 


R290 (wt. %) 


0.7 


3.3 


9.5 


8.5 


2.9 


0.6 


R124(wt %) 


56.7 


55.0 


50.8 


78.1 


83.3 


85.5 



In that case, when the composition range of R290 is limited to about 0 to about 10% by weight the 
mixture comprising about 10 to about 55% by weight of R23, about 0 to about 10% by weight of R29o'and 
about 40 to about 90% by weight of R124 is preferred, since it has substantially the same vapor pressure 
as R22 in the utilization temperature between about 0°C and about 50 *C and is fairly non-flammable and 
furthermore, when the composition range of R290 is limited to about 0 to about 6% by weight the mixture 
comprising about 15 to about 45% by weight of R23, about 0 to about 6% by weight of R290 and about 55 
to about 85% by weight of R124 is more preferred, since It has substantially the same vapor pressure as 
R22 in the utilization range between about 0 • C and about 50 * C and is substantially non - flammable. 

Fig. 6 shows a ternary composition diagram indicating equilibrium states of a mixture consisting of three 
kinds of hydrocarbons, i.e. R23 f R290 and 1 -chloro-l.l.^-tetrafluoroethane (R124a) at specific tem- 
peratures under specific pressure in a triangular coordinate. 

The compositions of the working fluids at the points Az to F 2 in Fig. 6 are shown in Table 6. 



Table 6' 



Point 


A2 


B2 


C2 


D2 


E 2 


F 2 


R23 (wt. %) 


44.5 


42.3 


42.0 


13.0 


13.9 


14.3 


R290 (wt. %) 


2.9 


9.1 


9.9 


- 3:6-- 


— 8rh~ 


-2^5- 


R124a(wt. %) 


52.6 


48.6 


48.1 


76.6 


78.0 


83.2 



Jn that case, when the composition range of R290 is limited to about 0 to about 10% by weight the 
mixture comprising about 10 to about 55% by weight of R23, about 0 to about 10% by weight of R29o'and 
about 40 to about. 90% . by weight of R124a is preferred, since it has substantially the same vapor pressure 
as R22 and is fairly non-flammable, and furthermore the mixture comprising about 15 to about 45% by 
weight of R23, about 0 to about 6% by weight of R290 and about 50 to about 85% by weight of R124a is 
more preferred. 

From Figs. 5 and 6, it is understood that the mixture comprising about 10 to about 55% by weight 
trifluoromethane, about 0 to about 10% by weight of propane and about 40 to about 90% by weight of 
chlorotetrafluoroethane is preferred, since it has substantially the same vapor pressure as R22 in the 
utilization temperature range between about 0*C and about 50 *C and is fairly non-flammable. Further the 
mixture comprising about 15 to about 45% by weight of trifluoromethane, about 0 to about 6% by weight of 
propane and about 50 to about 85% by weight of chlorotetrafluoroethane is more preferred, since it has 
substantially the same vapor pressure as R22 at all the utilizing temperatures between O'C and 50 *C and 
is substantially non - flammable. 

Particularly, since nonflammable trifluoromethane and chlorotetrafluoroethane are selected as fluorinated 
halocarbons having substantially no ODP, flammability of propane which is selected as a hydrocarbon 
having substantially no ODP can be suppressed. 

Fig. 7 shows a ternary composition diagram indicating equilibrium states of a mixture consisting of three 
kinds of hydrocarbons, i.e., pentafluoroethane (R125), propane (R290) and 2-chloro-1 1 1 2- 
tetrafluoroethane (R124) at specific temperatures under specific pressure in a triangular coordinate 

The compositions of the working fluids at the points Ai to Ft in Fig. 7 are shown in Table 7 
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Table 7 



10 



15 



20 



25 



Point 


A, 


Bi 


c, 


Di 


E, 


Fi 


R125 (wt. %) 


81.1 


79.5 


79.3 


67.1 


68.0 


68.4 


R290 (wt. %) 


0.8 


3.6 


- 3.9 


4.0 


1.8 


0.8 


R124(wt. %) 


18.1 


16.9 


16.8 


28.9 


30.2 


30.8 



In that case when the composition range of R290 is limited to about 0 to about 10% by weiqht the 
mixture comprising about 60 to about 85% by weight of R125, about 0 to about 10% by weight of R290 and 
about 10 to about 35% by weight of R124 is preferable, since it has substantially the same'vapor pressure 
as R22 at a utilization temperature between about 0 and about 50 'C and is fairly non-flammable 
Furthermore, when the composition range of R290 is limited to about 0 to about 6% by weight, the mixture 

Ens??? 10 ab h r« wei9ht ° f R125 - *** ° to ab ° ut 6% * we '9 ht * «*> «* ^out 

ll *£T i, T: y ,T e 'f . 124 13 m ° re Preferab ' e ' SinC9 * has ^bstantialfy the same vapor pressure 
ftemmfble utll,zat,on temperature between about 0 and about 50 *C and is substantially non- 

u- ^ Fi9 '« 8 u Sh r S a u emary com P° sition dia 9 ram indicating equilibrium states of a mixture consisting of three 
km*. of hydrocarbons, i.e. R125. R290 and 1 -chloro- 1.1.2.2-tetrafluoroethane (R124a) at specific 
temperatures under specific pressure in a triangular coordinate. . 
The compositions of the working fluids at the points Aa to F 2 in Fig. 8 are shown in Table 8. 

Table 8 



30 



Point 


Aa 


B2 


C2 


D2 


E 2 


F 2 


R125 (wt. %) 


82.2 


81.6 


80.6 


68.1 


60.8 


69.2 


R290 (wt. %) 


1.4 


2.3 


3.9 


4.1 


2.4 


1.4 


R124a (wt. %) 


16.4 


16.1 


15.5 


27.8 


28.8 


29.4 



40 



In that case, when the composition range of R290 is limited to about 0 to about 10% by weioht the 
P^re_?^rising about 60 to about 85% by weightpf R125 t abo_ut_0_tp about 10% by_we|ght of R290and 
about 10 to about 35% by weight of R124a is preferred, since it has M^'^^^^- 
I ^ J?t 18 I n °n -«ammable. Further, when the composition range of R290 is limited to about 0 to 
about 6/. by ^ weight, the mixture comprising about 70 to about 85% by weight of R125. about 0 to about 
6% by weight of R290 and about 1 5 to about 30% by weight of R1 24a is more preferred 

From Figs. 7 and 8. it is understood that the mixture comprising about 60 to about 85% by weight of 
pentaf uoroethane about 0 to about 10% by weight of propane and about 10 to about 35% by weight of 
chlorotetrafluoroethane is preferred, since it has substantially the same vapor pressure as R22 in the 
ut.hzat.on temperature range between about 0'C and about 50'C and is fairly non-flammable. Further the 
mixture comprising about 65 to about 85% by weight of pentafluoroethane. about 0 to about 6% by weight 
of propane and about 15 to about 30% by weight of chlorotetrafluoroethane is more preferred, since it has 
substantia ly he same vapor pressure as R22 at all the utilizing temperatures between 0'C and 50' C and 
is substantially non-flammable. 

Particularly, since nonflammable pentafluoroethane and chloro -tetrafluoroethane are selected as 
fluonnated halocarbons having substantially no ODP. flammability of propane which is selected as a 
hydrocarbon having substantially no ODP can be suppressed. 

From the foregoing, it can be summarized that a working fluid comprising at least three kinds of 
; ^ nS ' that 0% «* «««*■. 0-1%) to 10% by weight of propane'as a sslZZ^l*, 

one member selected from 5 to 55% by weight of trifluoromethane and 55 to 85% by weight o 
pentafluoroethane. each having a boiling point under the atmospheric pressure of not more than -40'C as 
a first component, and one member selected from 15 to 95% by weight of tetrafluoroethane and 10 to 90% 
by weight of chlorotetrafluoroethane. each having a boiling point under the atmospheric pressure of -30-C 
LV ?, *!! 3 com P° n , 9nt ' sum total ° f three components being 100% by weight, is preferable, and a 
workmg fluid compnsing at least three kinds of hydrocarbons, that is. about 0% (for example 0 % by 
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weight) of propane as a second component, one member selected from 10 to 45% by weight of 
trifluoromethan and 55 to 85% by weight of pentafluoroethane as a first component, and one member 
selected from 15 to 90% by weight of tetrafluoroethane and 15 to 85% by weight of chlorotetrafluoroethane 
as a third component, sum total of the components being 100% by weight, is more preferable 

s In the foregoing example, the working fluid preferably comprises three kinds of hydrocarbons that is 
propane (C 3 H 8 ) as a second component, one member selected from non-flammable trifluoromethane 
<CHF 3 ) and pentafluoroethane (C 2 HF 5 ) as a first component having a boiling point under the atmospheric 
pressure of not more than -40*C, and one member selected from tetrafluoroethane (CzHzF*) and 
chlorotetrafluoroethane (C2HCIF*) as a third component having a boiling point under the atmospheric 

io pressure of not less than -30" C. It is, of course, possible to make a working fluid from a mixture of 4 or 
more kinds of hydrocarbons including their geometrical isomers. In that case, it is possible to contain 
dtfluoromethane (CH 2 F 2 ; R32) or 1,1,1 -trifiuoroethane (C^Fs; R143a) having no flammable range and 
zero ODP as a first component having a boiling point under the atmospheric pressure of -40* C or 1 1 - 
difluoroethane (C^F-,; Ri52a) having .no flammable range and zero ODP as a third component having a 

75 boiling point under the atmospheric pressure of -30* to -10* C. 

- The. mixture is a non - azeotropic mixture, which comprises three kinds of hydrocarbons having similar 
boil.ng points of not more than -10*0 and has a gentle temperature gradient in the condensation and 
evaporation steps. Thus, even in apparatuses based on an air source, a Lorenz cycle in which a 
temperature difference from the heat source is decreased, can be formed, and thus the present working 

so fluid can be expected to have a higher coefficient of performance (COP) than that of R22 Furthermore 
since the propane is at a low cost, the cost of the present mixture can be reduced and the oil -solubility of 
the components can be improved to increase the heat transfer performance. 

As is apparent from the foregoing, the present invention. provide a working fluid made from a mixture 
compnsing at least three kinds of hydrocarbons comprising 0.1 to 10% by weight of propane, one member 

25 selected from methane and ethane derivatives having a boiling point of not more than -40'C under the 
atmospheric pressure and consisting only of carbon atom(s). hydrogen atom(s) and fluorine atom(s) and 
one member selected from ethane derivatives having a boiling point of -30 to -10'C under the 
atmospheric pressure and containing carbon atoms, hydrogen atom(s) and fluorine atomfs), with a specific 

- -composition range, where the following effects can be obtained: - 

so (1) The range for choice of working fluids having much less influence on the ozone layer in the 
. stratosphere can be enlarged. 

(2) Since nonflammable components are selected as fluorinated halocarbons having a very small ODP 
flammability of propane, selected as a hydrocarbon having substantially no ODP, can be suppressed 

(3) Since the working fluid of the present invention has substantially the same vapor pressure as R22 at 
35 the utilization temperature of the apparatus, it can be used as a substitute working fluid for-R22 in such 

apparatus. 

(4) The working fluid of the present invention is a mixture of three components having similar boiling 
points under the atmospheric pressure of not more than -10'C and can be expected to have a high 
coefficient of performance with utilizing the temperature gradient of the non - azeotropic mixture even in 

40 apparatuses based on an air source. 

(5) Propane is at a low cost and thus a cost of the mixture can be reduced, and oil - solubility of the 
components can be improved to increase the heat transfer performance. 

(6) Particularly, propane has zero ODP, and no substantial QWP. as compared with fluorinated 
halocarbons, and from this point of view, the present invention is useful. 



45 



50 



55 



Claims 
1. 



A working fluid based on at least three kinds of hydrocarbons, which comprises 0.1 to 10% by weight 
of propane as a second component, one member select from 5 to 55% by weight of trifluoromethane 
and 55 to 85% by weight of pentafluoroethane, each having a boiling point under the atmospheric 
pressure of not more than -40* C as a first component, and one member selected from 15 to 95% by 
weight of tetrafluoroethane and 10 to 90% by weight of chlorotetrafluoroethane, each having a boiling 
point under the atmospheric pressure of -30* to -10'C as a third component, sum total of the 
components being 100% by weight. 

A working fluid according to claim 1 , wherein the second component is 0.1 to 6% by weight of propane 
the first component is one m mber selected from 10 to 45% by weight of trifluoromethane and 55 to 
85 /» by weight of pentafluoro thane, and the third component is one member selected from 15 to 90% 
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by weight of tetrafluoroethane and 15 to 85% by weight of chlorotetrafluoroethane. 

3 " oZmZ^I? f aC ? rdin9 10 C ' a ! m : 1 Wh6rein the S6C0nd COmponent is not more th *n by weight 
to ^J^EElir 5 ° % ^ W9i9ht " • - d a »ir d componl ^45 

4. A working fluid according to Claim 3, wherein the second component is not more than 6% by weight of 

ZZT^T^ZZ™ by wei9ht of Wfl — • and the ™ d ™ * 55 

5 ' t ™n T r,^" 19 t0 C ' a ! m 1 ' Wher8i " the SeCOnd c ° m P°™t is not more than 10% by weight 

ZiZSSfZ ST?! ' S 55 t0 85% by W6i9ht ° r P entafluo ^h^. and the third component 
is 15 to 45% by weight of tetrafluoroethane. *»«n»n 

6. A working fluid according to Claim 5, wherein the second component is not more than 6% by weioht of 
fffj,* f,rst . ^Ponent is 55 to 80% by weight of pentafluoroethane, and the third component is 
1 5 to 45% by weight of tetrafluoroethane. H " 

7 ' ofZ^ f ' t U hir CC t 0rdin9 t0 C ! a . ,m ;l" wherein the second c °^Ponent is not more than 10% by weight 
»«t component is 10 to 55% by weight of trifluoromethane, and the third components 
40 to 90% by weight of chlorotetrafluoroethane. component is 

8. A working fluid according to Claim 7. wherein the second component is not more than 6% by weight of 
propane the first component is 15 to 45% by weight of trifluoromethane, and the third component is 50 
to 85% by weight of chlorotetrafluoroethane. component is 50 

9. A working fluid according to Claim 1, wherein the second component is not more than 10% by weight 
of propane, the first component is 60 to 85% by weight of pentafluoroethane. and the third ionen 
is 10 to 35% by weight of chlorotetrafluoroethane. component 

10. A working fluid according to claim 9, wherein the second component is not more than 6% by weioht of 

EXTS, h °^TT iS 65 *° 85% by W6ight of Pentachloroethane and the third component is 
1 5 to 30% by weight of chlorotetrafluoroethane. ^ 

11- A working fluid according, to Claim 1, wherein the, second, component Is 0.1 to 10% by weight of 

Tc ^l l C T P ° nent t h r; n9 3 b0Hin9 P ° int Und6r the a^ospheric pressure of not more than 
n, ™ L 0n9 t member f ' ected from 5 to 55% ^ weight of trifluoromethane and 55 to 85% by weight 
of pentafluoroethane, and the third component having a boiling point under the atmospheric pressured 

anl h "• Z , '\? n& memb6r $8leC,ed fr0m 15 t0 95% ^ wei 9M of tetrafluoroethane and 10 to 
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R290 
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